Abstract: 2,3,9, I 0-Tetrakis(3,3-dimethyl-I -butynyl)phthalocyanine and 2,3,9,10-tetramethoxyphthalocyanine were prepared by the condensation of a "half' phthalocyanine intermediate (prepared from 4,5-bis(3,3-dimethyl-l-butynyl)phthalonitrile or phthalonitrile) with phthalonitrile and 4,5-dimethoxyphthalonitrile respectively.
to the "half intermediates zl-6 respectively, except that the temperature was lowered to refluxing methanol.
Analysis of the crude products, derived from 1-3 by FAB mass (ms) and lll nuclear magnetic resonance (NMR) spectroscopy indicated that the predominant products from I and 2 were the "half' phthatocyanine intermediates (dimers) 4 and 5,6 while 3 gave only a trace of dimer 6. In the reacdon of I and 2, minor amounts of the "quarter" phthalocyanine intermediate (monomer) 7 and 8 were detected, but the reaction of 3 gave moslly monomer 9. Attempts were made at purifying 4 by column chromatography, but demetallation ol the lithium and hydrolysis of the methoxy group likely occurred. Gel-permeation chromatography (GPC) using SX-4 Beads (Bio-Rad) and terrahydrofuran (THF) as the eluting solvent was attempted but partial demetallation occurred. It was decided that the crude intermediates 4 and 5 would be used in the svnthesis of an adjacent Pc.
Crude 4 was reated with a large excess of 2 in 2-N,Ndimethylaminoethanol (DMAE) at 75o C. After 3 h, Zn(OAc)2 was added and the temperature lowered to 600 C and allowed to stir for an additional 24 h. The reaction mixture was then diluted with 207c methanol/water and the pigment dried and collected. The crude product was lhen suspended in benzene until all soluble Pcs were completely removed. Flash chromatography using chloroform as the eluting solvent, was performed on the soluble Pcs collected from the above extraction. The first of five coloured fractions contained a trace amount of a zinc octaalkynylphthalocyanine (10) , t}te second fraction contained a mixture of zinc octaalkynyl-(10), hexaalkynyl-(11), and tetraalkynylphthalocyanines (12) plus possibly (13), rhe third band was pure 2,3,9,lGtetrakis(3,3-dimethyl-1-butynyl)phthalocyaninato zinc GD7 (f2), the fourth band was a mixture of (12) and 2,3-bis(3,3- dimethyl-l-b-utynyl)phthalocyaninato zinc (II) (14) , and rhe fifth band was ptrre 14'. All fractions containing 12 and,74 were further purified by GPC on SX-Z beads (Bio-Rad) with THF as the eluring solvenl All Pcs were separated after one column and the yields of 12 and 14 were 20Vo and l07o respectively, while only trace amounts of 10 and 12 were obtained (less than l7o) (Scheme). The lH NMR specrrum of 12 in pyridine-dj M at 300 K) exhibits. in the aromatic region, two singlets of equal intensity along with two multiplets for the protons of the unsubstituted benzo rings. The combined intensities of the two singlets is equal to the intensity of each multiplet as it should be for 12. As the concentration was increased to 
